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(1). Synthesis
General synthetic procedures for aryl thioamides 14.
A mixture of aniline derivatives 11 (1.5 mmol), carbon disulfide (1.8 mmol), and triethylamine (4.5 mmol) was stirred at room temperature. After the reaction was completed, the precipitated crystals were collected and washed with ether to yield 12 as a slightly pale yellow or yellow crystals. To a stirred and ice cooled suspension of dithiocarbamate (2 mmol) in ethylacetate, was added triethylamine (3 mmol). To this was then added iodine (2 mmol) pinch wise over a period of 10-15 minutes to yield phenylisothiocyanate. During this period precipitation of elemental sulfur and triethylammonium iodide salt was observed. After complete addition of iodine, 25% aqueous NH3 (2.5 mL) was added drop wise to the stirred reaction mixture to give 1-phenylthiourea. After the reaction was completed, the precipitate was filtered and washed with EtOAc, the solvent was then evaporated under reduced pressure. The residue was used for the next step without further purification.
General synthetic procedures for α-bromoacetophenones 16.
A solution of appropriately substituted acetophenone (10 mmol) in 80 mL of CHCl3 was added in one portion to a vigorously stirred, refluxing suspension of 21mmol of CuBr2 in 65 mL of ethyl acetate. The reaction was practically complete after refluxing for 1.5 h, as indicated by the conversion of CuBr2 (black) into CuBr (white), lack of HBr evolution, and TLC (ethyl acetate : cyclohexane = 1:4). The solids were removed by filtration, washing with ethyl acetate. The residue from evaporation was distributed between ethyl acetate (2 × 350 mL) and semisaturated NaHCO3 (2×200 mL). The organic layers were washed with semisaturated brine (200 mL), dried (Na2SO4), and evaporated in vacuo. The crude residue was passed through a quick column, eluting with ethyl acetate-cyclohexane (20:80, v/v) and used as such for the next step. 
